Catalytic reactions were carried out in undivided electrochemical cells under a N 2 atmosphere using pre-dried glassware, if not noted otherwise. Naphthalene carbamates 1 [1] and internal alkynes 2b-2h [2] were synthesized according to previously described methods. All the other chemicals were used as obtained by commercial sources. Platinum electrodes (10 mm × 15 mm × 0.25 mm, 99.9%; obtained from ChemPur® Karlsruhe, Germany) and RVC electrodes (10 mm × 15 mm × 6 mm, SIGRACELL®GFA 6 EA) were connected using stainless steel adapters. Electrolysis was conducted using an AXIOMET AX3003P potentiostat in constant current mode. Yields refer to isolated compounds, estimated to be >95% pure as determined by 1 H-NMR. Chromatography: Merck silica gel 60 (40-63 µm). NMR: Spectra were recorded on a Varian Unity 300, Mercury 300, Inova 500 or Bruker Avance III 300, Bruker Avance III HD 400 and Bruker Avance III HD 500 in the solvent indicated; chemical shifts (δ) are given in ppm relative to the residual solvent peak. All IR spectra were recorded on a Bruker FT-IR Alpha device. MS: EI-MS-and ESI-MSspectra were recorded with Finnigan MAT 95, 70 eV and Finnigan LCQ; High resolution mass spectrometry (HRMS) with APEX IV 7T FTICR. M. p.: Stuart melting point apparatus SMP3, Barloworld Scientific, values are uncorrected. Fluorescence excitation and emission data in solution were recorded on a Jasco ® FP-8500 spectrofluorometer. The widths of excitation and emission slits were held constant at 2.5 and 5.0 nm, respectively. The scan speed was adjusted to 500 nm/min. The concentration in CH 3 CN is given for each sample and the excitation wavelengths were selected at the strongest signal.
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Optimization studies 
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General Procedures for the Electrooxidative Ruthenium(II)-Catalyzed C-H/Het-H Annulations
General Procedure (GP1) for the Ruthenium(II)-Catalyzed C-H/N-H Annulation with Aryl Carbamates 1.
The electrolysis was carried out in an undivided cell with a RVC anode (10 mm × 15 mm × 6 mm) and a platinum cathode (10 mm × 15 mm × 0.25 mm). Carbamate 1 (0.60 mmol, 2.0 equiv), alkyne 2 (0.30 mmol, 1.0 equiv), KOAc (59 mg, 0.60 mmol, 2.0 equiv), n-Bu 4 NClO 4 (62 mg, 0.18 mmol, 0.60 equiv) and [RuCl 2 (p-cymene)] 2 (9.2 mg, 5.0 mol %) were dissolved in t-AmOH/H 2 O (3/1, 4.0 mL) under a N 2 atmosphere. Electrolysis was performed at 100 °C with a constant current of 1.5 mA which was then maintained for 24 h. At ambient temperature, the mixture was transferred to a flask and the RVC anode was washed with acetone (3×10 mL) in an ultrasonic bath. Then, silica gel (1.0 g) was added and the combined solvents were removed under reduced pressure. The residue was purified by column chromatography on silica gel (n-hexane or n-heptane/EtOAc = 40/1 to 20/1) affording the corresponding products 3.
General Procedure (GP2) for the Ruthenium(II)-Catalyzed C-H/O-H Annulation with
Naphthalol 4a.
The electrolysis was carried out in an undivided cell with a RVC anode (10 mm × 15 mm × 6 mm) and a platinum cathode (10 mm × 15 mm × 0.25 mm). Naphthalen with those reported in the literature. [1] 
Ethyl 2,3-di-p-tolyl-1H-benzo[de]quinoline-1-carboxylate (3ab)
The general procedure GP1 was followed using 1,2-di-p-tolylethyne (2b) (61.9 mg, 0.30 mmol) and 
Ethyl 2,3-bis(4-methoxyphenyl)-1H-benzo[de]quinoline-1-carboxylate (3ac)
The general procedure GP1 was followed using 1,2-bis(4-methoxyphenyl)ethyne (2c) 452.1854. The analytical data correspond with those reported in the literature. [1] S-8
Ethyl 2,3-bis(4-isopropoxy-3-methoxyphenyl)-1H-benzo[de]quinoline-1-carboxylate (3ad)
The general procedure GP1 was followed using 1,2-bis(4-isopropoxy-3-methoxyphenyl)ethyne (2d) 
Ethyl 2,3-bis{4-(trifluoromethyl)phenyl}-1H-benzo[de]quinoline-1-carboxylate (3ae)
The general procedure GP1 was followed using 1,2-bis{4-(trifluoromethyl)phenyl}ethyne ( 
2,3-Bis(4-iso-propoxy-3-methoxyphenyl)benzo[de]chromene (5ad)
The general procedure GP2 was followed using 1,2-bis(4-iso-propoxy-3-methoxyphenyl)ethyne ( 2973, 1647, 1608, 1507, 1462, 1262, 1215, 1133, 940 The general procedure GP2 was followed using 1,2-bis ( reported in the literature. [3a] S-19
Mechanistic studies
Competition Experiments
The general procedure GP1 was followed using alkyne 2b (61.9 mg, 0.30 mmol), 2e (94.3 mg, 0.30 mmol) and carbamate 1a (129 mg, 0.60 mmol). Electrolysis was performed at 100 °C using a constant current of 1.5 mA which was maintained for 6 h. At ambient temperature, the reaction mixture was dry loaded onto silica gel and purified by column chromatography (n-hexane/EtOAc = 20:1) to afford a mixture of 3ae and 3ab (66.4 mg). This mixture was analyzed by 1 H-NMR using 1,3,5-trimethoxybenzene (5.6 mg, 0.033 mmol) as internal standard, which showed a product distribution of 7.7/1 in favour of 3ae. The general procedure GP1 was followed using carbamate 1c (68.8 mg, 0.30 mmol), 1e (88.2 mg, 0.30 mmol) and alkyne 2a (53.4 mg, 0.30 mmol) . Electrolysis was performed at 100 °C using a constant current of 1.5 mA which was maintained for 6 h. At ambient temperature, the reaction mixture was dry loaded onto silica gel and purified by column chromatography (n-hexane/EtOAc = 20:1) to afford a mixture of 3ea and 3ca (68.6 mg). This mixture was analyzed by 1 H-NMR using 1,3,5-trimethoxybenzene (16.8 mg, 0.10 mmol) as the internal standard, which showed a product distribution of 4/1 in favour of 3ea. 
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KIE Studies
Preparation of [D] 7 -1a [4] NaNO 3 (570 mg, 6.7 mmol) was dissolved in TFA (28 mL reduced pressure, and purified by column chromatography (n-hexane/EtOAc, 3/1) on silica gel to afford [D] 7 -1-naphthylamine (751 mg, 68%) in a two-step sequence. The deuterium content at each position in the naphthalene ring was determined by 1 H and 2 H NMR analysis, as follows: 92% D at C 2 ; >95% D at all the other aromatic C−H bond. The attachment of the ethyl carbonochloridate to 1naphthylamine-d 7 was performed according to a literature reported method, [1] and purification by chromatography (n-hexane/EtOAc, 15/1) furnished [D] 7 -1a (1.02 g, 92%) as a white solid. 
